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Eruption in Sakhalin. Priroda 54 no.8:95-96 Ag '65. 
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Sibirskogo otdeleniya AN SSSR, poselok Novo-Aleksandrovsk. 
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Study of the Paleolithic in the Lower Don Region (Cont. ) 


_ regions, where discoveries of Neanderthal culture 4re already well 
“known. The lower Don region is apparently also a promising region 
for searching for lower Paleolithic sites. 
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VASHKO, A.; PROKOPOVA, G.; KOLOMIYETS, B.T.; PAVLOV, B.V.; SHILOV, V.P. 


Absorption spectra of glass of the system As953--As5 Se.. 

Opt. i spektr. 12 no.2:275-277.F '62. (MIRA 15:2) 
(Arsenic sulfide--Spectra) 
(Arsenic selenide--Spectra) 
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Ffect of disturbance of short-range order on the electrical Properties 
* solid solutions with tetrahedral structure of distributicn of atoms. 
- i. Tret'yakov. 
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Some electrical Properties of solid salutions in the system 
AgInTea~-2InSb. S. HM. Mamayev, V. D0. Prochukhan. 
(Presented by 0. I. Tret' yakov--15 minutes). 


(Paper not presented). ] 


Investigation of thermal by stimulated current in vitreous TlpSe*Asaie3. 
A. Me Andriyash, B. T. Kolomiyets. 


Measurement of the mobility of current carriers in vitreous chal cogenide 
_Semiconcuctors. I. B. Ivkin, 8. T. Kolomiyets, E. A. Lebedev. 


! 
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Oxychalcogenide Glasses. 8. T. Kolomiyets, V. P. Shilo. 
(Presented by 8. 7. Kolomiyets--20 minutes )-—"~ : 


Report presented at the 3rd National Conference on Semiconductor Compounds, 
2 we ~ 
Kishinev, 16-21 Sant 1963 
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PHASE I BOOK EXPLOITATIuN 540 


‘ Shilov, V.S. 
a a 
Ratstonal'nyye konstruktsii shtampov kholodnoy shtampovki; opyt Lenin- 

gradskogo zavoda "Krasnaya zarya" (Efficient Die Design for Cold 
Working; Practices of the "Krasnaya Zarya" Plant in Leningrad ) 
Leningrad, 1955. 14 p. (Leningradskiy dom nauchno-tekhnicheskoy 
propagandy. Informatsionno-tekhnicheskly listok, no. 88 /776/) 
7,000 copies printed. 


Sponsoring Agencies: Leningradskiy dom nauchno-tekhnicheskoy propa-~- 
gandy, and Vsesoyuznoye obshchestvo po rasprostraneniyu politi- 
cheskikh 4 nauchnykh znanily, 


Ed.: Chuloshnikova, Ye.P., Engineer; Tech, Ed.: Freger, D.P. 
” PURPOSE: This pamphlet contains a brief description of various dies 


and of the elements of die design. It may be of interest to die- 
makers and to apprentices in this trade, 
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Efficient Die Design (Cont.) 540 


"3. Progressive Pierce, Blank, and Form Die Using Strip Stock 6 
Die construction and Operation 6 


4, Die for Piercing Holes in Material Where the Thickness 
Exceeds the Diameter of the Hole 8 
Quality and accuracy of the pierced holes 9 
Die construction 9 
Dle operation 10 


5. Progressive Plercing, Blanking and Forming Die for Tubular 
Shapes Using Strip Stock 12 
Die construction and operation 
Wasteless pressing of thick stock 13 
Die construction and operation 15 


AVAILABLE: Library of Congress 
Card 3/3 
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GOROKHOVSKIY, A.I.; GINYUK, MLN. SHARDAKOV, S.V.; SHILOV, V-S- 


Semi-automatic distribution conveyer. Kozh.~-obuv.pron. 
no.10:9-12;,9 '59. (MIRA 13:2) 
(Assambly-line methods) (Shoe nanufecture) 
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VAYNTRAUB, David Abramovich; KUZNETSOV, Dmitriy Petrovich; ’ 
Trina Stepanowna; SHILOV , Viktor Stepanovich; TSUKKER, G.Ye., 
red.; FREGER, D.P., red. izd=va 


‘Cold extrusion] Kholodnoe vydavlivanie; obzor. Leningred. 
Ro.l. 1961. 62 p. Q4TRA 15:4) 
(Extrusion (Metals) ) 
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ZUYEV, A.B.z MAST UKEVICH, AoVej SHILOV, V.Ve 
casting molds. 


b i tion of die- 
Equi pment for automatic temperature regulation (MIRA erie) 


Mashinostroitel? no.l0:67 0 '65. 
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| Coe The problem of preparing acetic acid from methanol and carbon mouozide. B.A : ,@@ 
ee, Siuov, “J. Chem. Ind srecncow) 7, 110-5( 1930); Chem. Zentr. 1930, I, 463-422: -@@e 
eer The formation of ACOH 1) from MeOH and CO (1) is th: ynamically possibte. ee 
* but Me formate is more likely to be formed. I dors not dccump. over H,PO,pumice pew 
é P : 
oes, stone, but this catalyst not effect the synthesis of synthesis of I i lee 
@6 alt from McC! + It was considered to be possible by the way of AcCi uy). Therefore : e 
- the decompn. of I in the Dresence of catalysts was investigated. IIT is stable up ta | [ee 
€@ gir 450°, ZnCh on pumice stone decomps, RU of HI at 400° ta HCL CO, UL, and H, 
eer: At Me" Uvhydenacetic acid (IV) is formed ALO; at 300°, ThO, at 3460-4ou* and CuCl ; 
| to not decomp. HL as much as ZnCh. Al yields a% tieon Sompds, and polyketones S 
ee Bt ASO 400°) With Oy fillings at dao” 30-60 UT ts decompd. to det: CO; H 
ee 8. U, Ms, 1, and avetone as reaction products. ith Cu (from CuO b reduction) TI } 
! reacts violently at 200°, forming CuCl. Ni decomps. 23% of UT to HCH, ane half of x 
ee HI yields 4% CO,, 10% 7 28% H, and 10% Cl. Pt on Pumice stone at 400° yields ° 
ee 45% MeCi, 4065 i, 5% Uy. A. Berore is 
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Preparation of vinglacetylene by the Willstitter and Wirth method. [£. A. Shilov, 
AciN Siakastiana: A. J. Smirnova and G. 1. Yakimov. Sintetichestii Kauchuk 1033. 

/ No. 1, 4-12.—-The procedure for prepn. of vinvlacetylene by the Willstatter and Wirth 

/ method ia described. ‘The following modifications of the method are suggested: (63) 
t.4-Hutylene dibromide can be easily obtained direetly from tech. grade bivinyi (buta- 
iene) by the Thiele method. (2) The use of NMey instead of NH Mex in the reaction 
HrCH, CH: CHCH Rr + 2NMe: (in dry MeOH) = BrMaNCH,CH:CHCH,NMesBr 
was found more satisfactory. | ‘The dilromide is next shaken with water and ppt. 
Ag.O to form HOMeNCH.CH :CHCHINMe.OH which is then distd., drop by drop, 

- and the CH»: CHC + CH recovered in a liquid-air condenser. James Sorrel 
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< Condensation of acetaldehyde to aldol. “(Production of 
aie butadiene from 1,3-butyleae glycol.) .. A. Shilov and ‘ 
. G. 3. Yakimov. Stud. Kanchuk 1984, No. 4, 7-12.— : 
a 3 Condensation was carried out by the adda. of NaOH (0.4 ; 
ac ce. of 10% NaOH per 20 g. of AcH{ aa standard), The ‘| 
Pike 5 of reaction increases with the proportion of catalyst | 
2 4 and with an increase in temp. The presence of ether 1} 
ra retards the reaction. The reaction stops upon reaching a bei 
ty certain limit. Water and alcs. do not change the limit of i 
oi condensation. A Pretott ; 
a! : 
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Kinetics of the addition of acid to a double 
jorous acid and crotoaic acid. Ii. A. 
hilo . Kanyaev. J. Phys. Chem. (U.S.S.R.) 
654-72(1834).—In the absence of other substances 
¢ addn. of HOC] to MeCH: CHCO.H in aq. solns. from 
005 to 0.05 Xf proceeds according to the timed, equation 
/dt = ALHOCUMC UAL. The presence of Cl acts 
ifbatalytically and lowers the onder of the reaction to the 
Bnd: — d|HOCI)}/dt = kK X FV{HOCI(Cl-], where 
K X &j is the total concn. of mol. and ionic crotonic 
d. At O°, & = 33.3 X 10% The value of & increases 
th H-ion concn. and the complete kinetic equation is 
- ee = R[HOCI[A][HCH] + 2,{HOCI[&} 
{HCI}. The energy of activation is 7570 cal. from 0° to 2)” 
band the action const. a is 4.8 X 11. Pure HOCE soln. 
was prepd. by treating Cl water with Ax.PO, till free from 
WC} odor, and then filtering. This soln. had a mol. cond. of 
10.40 at diln. 120 at O°. _ F.H. Rathmano 
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pre rate of hydrolysis of chiorine. E. A Shilov and 
me aninekeras. Compt. rend, acad, st USROS, S. 
See Alin Rngtlsh 22 ais) The rate of the reaction 
@, +H, — HOCE + Ht 4. Cio was mensured hy detg. 
ic elec. cond. of Chavis. The hydrolysis of Cl proceeds 
vy raphily even at O°. When a cone. soln. of Ct was 
@id., the cond. reached its final value in 2 min., but 
asurements made in the Ist min. give values somewhat 
fow the final value. The rate is therefore rapid but 
nite. RK. R. Rushton 
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.M. Boleatishenkor. Compt, tend. ecad Fi77 TUR. 8. i 
DUN. BE, &, UA<LOCD (ies Kugiehde cf... a8, + i 
ttt*,--- The rate of the reaction Ch t HyO . MOL + : 
* FCI” was followed by mieacuelax the cond. For 
eo erhaity of traction between phenol and HOCH the 
te ds jadepemlent of phenol cuncn. and in detd. by the 
vw reve tho af the fornatho ad CY trons HOCT and Hel 
hte Kivew another mrane ef eae. the velocity of ty 
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Dp UBLE -OnDS. DBE. HYPOCHLORGUS 20715 AND ZTE See 
=.A. Shilov, N.P. Ranysev and A.t. Ctacnnikovae J 


Cheme (U.1.5.F-) 8, 909-28(1936)-=- For the for 
mation of 2-chloroethanol the velocity is sroporti mal 
to tne conene ff unhydrolyzed CI, i. @., to the rate 
of hydrolysis of the Cl. The kinetics of th: reaction 
between HOCI and %,. d at G.00C] te C.C1 
ml. perl. is given by the equation — a(esfs) ‘dt 
lp (focry>, where lgsvelority of passage -f£ the ethyl: 
cr mine In the or. sence fortvsali, 
ffect that follozs the lew 

)2 where Keis tax. at 20% Cot and 
(i t,) od (CyHy) att (cl (Re? 


mol. por lever aine 


Shyse 


2 moles per le 


oe mT 


id a catalytic ¢ 
K s(Cily der (HCCT 
oer, 1h acid solngse 
(cL*) where 1,~ 046 x 16 
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‘QM DUPpOSe are wet torin meujratihit. Vectace,% 
New theories iz the chesaistry 1f chlorine bleaching. , 
EL A, Shilov. ANoeprhsiotsmazieryis Pee. 1937, No. 1, 
css Kase. Referat. Zhar, 1, Noo 3, We itist.--The 
author pruposes a new theury of Cl blvaching accouning 
to which this process is a destruction of the colored 
sompds. The OH and NH: groups activate the entrance of 
CL inte the mmol. of the aromatic cumpd.  Otber groups 
Nog, COOH, SOU, ete.) are deactivating. Roth groups 
are contained in the mol, of different dyes. During the 
teaction first the chlorination of the dye takes place—- 3 
then its disintegration into the o- and the p-forms. The 
addn, of increasing amts. of H.SO, increases the speed of 
the reaction, while the addn. of a base first increases — 
later decreases it. The max. specd of reaction takes place 
in a basic soln, The cause of the deercase in the bleach- 
ing speed is the selective adsorption of the base and of 
; HCO by the fiber, as a result of which x greater NaOH / 
HCIO ratio is formed on the surface than in the soln. F 
Intermediate complements are formed during the addn. 
of HC#O to the aromatic ring which are stabilized into 
chlorobydrius in aliphatic compds. and as substitution 
products im aromatic compds. The catalytic action of 
acids and bases is the result_of the formation of inter- 
mediate compds. more active tian HCHO. Only one 
Practical conclusion is ntade—Cl ing must be done 
iD af acid we +- 0 W. R. Henan 
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Kinetics of the addition of hypochiorous acid at double 
ds. IV. Bi acid and 2-butene-1,4-diol. 
B.A.Shilov .P. Kanyaev. J. Phys. Chem. (U.S. 
S. R.) 10, 123-31(1937); ef. C. A. 31. 2075'.—The 
kinetics of the reaction HOC] + HOCH, -CH=CH— 
CHOH - HOCH,—-CHOH—CHG—CH,OH = in aq. 
soin. at O° obcys the 3rd-order equation djc=Cyidt = 
k| HOCI}*[|C==C] where ky ~ 950 moles/l. min. at low 
conens. while at higher concns. the exponents 2 and | are 
replaced by 1.9 and 0.7, resp. HCt acts as a pos. catalyst 
order of reaction is given by the equation dices 
C]/dt = RP HOCH opp Ct~ where = 4X 10 or nearly 
the value for the coeff. of rehydrolysis of Cl, indicating 
that Cl, mots. play a deciding role in the mechanism of the 
reaction. In alk. soln. the kinetics is expressed by d| C= 
Ci/dt = g{HOCI{[OCI-}{C==C] where g = 92,000 up 
to 15 mole % NaOH, and decrcases at higher concns. of 
cither NaOH or of HOC]. The complete reaction cun- 
sists of cousccutive stages of which the butene-2<diol-1,4 
ion is oar. F. H. Rathmanon 
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o- Transmitting mechsniams of ars tesctions. bk. A 

Shilav.. Camps. rend. acad tet. sg ON ON OR, OF AS 
CHa English. 8 offers a imechamen fer enor 
typical org. reactions without supped tins prod fret either 
the chem. of kinetic view point The teactintts dtsetssorl 
ute, formation ad dowan: of HObethers, pobyiicsrsaticat 
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@e@ alt _Atahichydes, keto-cuol Lantomerizition, bromination of 
ee a 2; an enol, the Cannizzaru reaction, the Tishchenka reaction, 
ed the Claisen condensition, econdensetion fo fori beter: 
ee, a; vyclic oxides and substitution in the benzene ring, the 
ee z %. fatter embracing sulforustion and: lvdrolysts al sulfee 
° acids, Friedel-Crafts traction wind the Kathe svuthests of 
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‘ Di- and polyarylethanes, 1. Di-p-xenyletbasone and 

th pts derivatives. EA. Shiloy. and F- K. Vudin. J. Gen 
Chem (USS. RIOT BUH The stem “xen” of 

senyl, proposed by Hale (C. A. 27, say as a basis for the 

nomenclature of Phy and its decrivs., in this series. 

p-Nenoite PRC HL CH OH )COCELPH ( 

from p-PRCAH.CHO (ci. Hey, - A. 26, 

sation with KCN in dil ale. by the ancth 

and Van Natta (Cc. a. 23, yozz). 

chist in the course of 2 3 hrs. into 

HMI AcOEt and the reerystt. of the ppt. 

fed 34% di-p-xenyletha none, PAC 

UPA, oage aor. Tt is practically ! 

and sparing 

blue fluorescence. 

enohzed. 

With |oand 2 mols. 

PRC CH Br COCHLP A, SB-7.5° (CHa), t 

dibeamide, 1. INI-387, resp. The attempts to obtain Br 

derivs. of Uf from I with HBr at 130-40° and with PBr tn 

11,0 on rethaning produced di-p-cenylethanedione, m. 142°. 

Pngler and Gruum ¢ Ber. 30, 49231897 

yous disnutation of benzoin and 

formed BI. jem of 10 K- 

reacts with SO 30% 
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to give triar ywlethanols, 

compa. to form the corresponding 


Lob. 


age Sta 


note 


wate mead 


powatet? 


APPROVED FOR RELEASE: 08/25/2000 


£, pouring into HD and recrysts- the ppt. from xylene; 


02-3 


Ltedt-p-aenylethanel, phe bhcal aceon CH Gab Pi m. 
218.57 (from PhMgir and IL, gives & crime win, in 
concd. HO. With HCI or yond, AcOH it gave PSC 
TECH CHLPAIPA, m- pos.F-208® (Cab fe) This in 
CS, with Br yichied an a-bromide, m. 212-33", probably 
aimiat, of cis and trans isomers. JutaeNuphihy))-t rod py 
® venylethanol, 1. pss? (from o- CoH: MgBr and II), gives 
an intensely green soln. in HO. changing on standing oF 
heating to crimsatt. The ethene deriv., 1. su 14”. 
Synthesis of 1) 5 4-tetra-p-renyibutane-1,4-dione and 
tetra-p-xeaylfuran. K. kK. Yudin. Thid. V73-5.--C PA 
CH CHCOCILPAY (Hf), m. 297 300.5", was obtained 
tt) from IT in GAHAN by ovidizing with excess of Cul NOt 
on a water bath icf. Gomberg and Van Natta, Mie. ested. 
cy 
derivs. of Il by condensation 
Untike IT bur like bian- 
throne, IZ solns. do not fluoresce, indicating the absence 
of enolization, but on the adds. of HSOs give a strong 
blue fluorescence, LI with excess AcClin a sealed tube on 
heating at 110° for + hrs. of at Is)-2u0? for 2 brs. gave 
100% of fetra-p-xenylfuran, m. 281-25’, sparingly sol. in 
org. solvents with intense trorescence. Chas. Blane 
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cation as & brominsting sgent- Evgeni 
Nikolal Kasyacv, Compt. rend. ucad. Set. 
7, BR y. 24, gg0-2 (108) (in English) Since the ve- 
focity of the reuction between ‘Na m-asisole sulfonate and 
HOBr varics directly with the concn. of both HOBr ett 
iow in the soln., th ion i obably the actual brgfni- 
nating agent. was carried! i 
HNO, or Hy50,), 
independent brominating 
being detd. by their tendencies 10 
. ‘The velocity of bromination af Na 
onate increases in the following order for the 
nating agents: BrOH, Br, BrCl, Br ion. 
ian George Ayers 
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Catalytic ignition of mixtures of chlorine with ethylene 
and other combustible gases. li. A. Shilov (ivanovoh-. 
Cheus.-Technol. Tnst.;) Org. Chem. Lab). J. Gen. 
Chem. (U.S.S.R.) 18, 135-41 (HHA) (Baglish sanmary}; 
ef. CA. 39, 4701'.—~Adamixts. of oxides of Hg, Ag, and Pb 
lower the ignition temp. of Cl-ethylene mixts., so that ex- 
plosions oceur even at room temp. Mixts. of Cl with H- 
or CH, eaplode at ruom temp. over yellow Hg oxide. The 
catalytic effect is connected with heats of furnation of the 
ovtdes acted chlorides. G. M. Kosolapotf 
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The synthoni¢gof 2 -chiorcetheno!. 1. Th udocata- 
lytic actlen of piel baits in the preparation of 2-chloro- 


thanol by the'methed of Gomberg. E.A.Shilov, N. P- 
Nanpech and S. N. Solodushenkoy (Ivanov Chem.-Tech. 
- Insta}. J. Gen. Chem. (U.S.S.R.) 15, 701-5(1845) _' 

Cereful repetition of the methods described in the litera- 

ture show that any apparent catalytic effect of Cu salts on 


the combination of CsH, and Clin 1h wes ee 


error. 
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Some data on the preparation of acetylaulfanit Ichloride. pa 64, 
‘Appling 


i. A. Shilov and A. U, Kobenin. J. 1. 
{U.8.$.R.) 18, 1E3-B0(HHD).—-1t was shown that during 
the bystrulyats of acetylbulfanilyl chlorkle (1) thers are 
forused at Bret acetylsulfanilic ack! and HCI, followed in 
turn by AcOH and sulfanite acid; asa by-product there 
is formed about 2% (acetybsulfanilyt)sulfanitic ackl. 
Hydrolysis of Ac group Is hastened by Increase of Ff jon 
concn, hence by reductign af the vol. of water used. © 
ln a homogeneous water-MaCO saln. the hydrolysis of 
the SO,CI group occurs according to a lat-order reaction, 
with the time of “half-h drolysis’’ being 87 min, at 20°, 
40 min, at 30°, and 18 min, at 40°. H fon does not affect 
the cate, but OH ion Ereatly accelerates It. The soly. of 
Lin (CHyCi}a, benzene, at thelr J: 1 miat. was detd, at 
temps. between 0° and the bp. The product may be 
tecrystd. equally well from elther dry state of from # mubt 


paste when (CHCl): & nsed for solvent at (0+ 70°, with 
15-20% retention in the mother jiquor, which may be re- 
used 2-3 times. G. M. Kosolapoff 
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C Fe Continuous method for preparation of chloroacetone. 
E. A. Shilov and G. V, Kupinskaya. J. Applied Chem. 
(U-S.S:R:)'18, 121-6(1945).—An app. is described for 
the lab. coutinucus chlorination of Me,CO, in which the 
reagents mix in a water-jacketed temp.-controlle column 
2 with the HCI removal being effected by washing with 
concd. CaCl, soln. When chlorination is carried only to 
60-70%, the product is 00.0% pure monochloriancetone. 
The product, after washing, is fractionated. CaCl}, soln. 
is regenerated by marble. Yields range from }.1 g0 1.25 
kg. product per ! kg. acetone. G. M. Kosclupoff 
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Preparatios 
Shijux. J. Appl 
(Kaglish summary).—Thioares wes prepd 
aniide as follows: an almost satd. soln. of thiource, contg. 
come yellow NHa sulfide, NILOH, and Ca hytlrosulfide | 
this aon. is the mother liquor from previous runs) is | 
trcated with stirring with HS and Ca cyanamide (about 
t ky. of 40% CaCNy per 21. soln.). When HS sata. is 
- complete at 25°, which takes about 1 hr., the mixt. is 
heat to 90%, with careful temp. control; the resulting 
“! action requites 10-15 min. fur completion. 
> suspensions is filtered, the product is washed with mother 
liquor and, finally, with distd. water. Cooling of the filtrate 
gives GOO-W00 g. jourca per kg. Ca cyanamide. As @ 
+ control analytical method that of Cuthill and Atkins 
-(C.A. 3b, SHIT?) was used with the modification that the 
+. fil@fation of the AgsS ere 
ppt. was omitted; th 
- thiourea proceeds quantitatively in SO ot 
: ee 7 AL, Koxolannt® % 
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Catalytic inflammation of chlorine-ethylene mlaturea. 
EO ArSbiley. Deklady Ukad. Nauk SSSR. 46, G0 70; 
Camp. rend. acad. aie ULRSS, 40, tb 36 UDO) Cine 
Engish). bir glass tubes, the ignition temp. of mists 
Taal S Ch with 24 000) Cr is within the finits 
aa, deporscling etestist oo the compa oof the mist. 
Certain oxides overt a powerful catalytic effect. “Thus, 
Ignition vecuns af tec fey, warts TRO. ERO, aml AgO 
ail at Leb Poe ee recadomally at 5°, with Phe, 
(Hawever, UbO. and PbO, are much bess active.) The 
catalytic effectivencss of Une wietal aides orentioned 
above is probably due te the Ch interacting with the 
oxides te produce comples inetal compels. contg. highly 
reactive, curmbined O capable of initiating teaction chains, 
Intreefuction of CLO inte C1-CaAb, mints. was net eflec- 
: tive in reducing inflammation toup. Maasy nie tals and 

metal oxides, viz., Sb, Fe, CuO, Cu.0, MgO, CdO, Sut, 
MoQ,, and Feth, are catalytically inactive. j.W. Perry 
fue e 7 ei eee 
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of 2-chloroethano!. 


may be set up: 
[Ch], in which x is the coacn. 


be evaluated from the final concn. 
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” Formation of 2,2’ sarki “ie 


Assuming that (CH,CICH,)-0 (1) forms by reac! 
tween CsH,, Clr, HzO, and CH,CICHsOH, 2 rate 

(A) dx/dt = kL CH, CICHO. Cii}- 

v I; and i¢:) 3 CICHs- 

OY {dt = bt CHL Chy — al CH,CQCH OH) Est Ch) 

may 


? py combitsing A avd B into a single ex 


one in ad arenes 
. . re ‘hem.-Tech. Inst., 
“Ivanovo). Compt. re A URS.S. 47, 472-4; 


Doklady Akad. Nauk SSSR. 47, 400-21 


final conens. of CHLCICH,OH; expts. gi 
const, over wide variations in the concn. 
simultaneous 


wa 


945) .— 
tion be- 


uations 
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PRCCESSES AND PROPERTIES WWOE? 
eries of enes: enyl 4-biphensly! 
and a-pheayl-a-(1-naphthyl)ketene. | 5. 1. Burmistrov 
and EB. A, Shilov (Ivanovsk Cher. Tech. Inst). JS. Gen. 
Chea. (U-S.S.R.) 16, 295-9 1946) .—Me 4-biphenylylgty- 
oxytate (bes 907-9°, m. 61-2°) reacted with PhMghr to 
yicld phenyl-s-biphenylylglycolic acid, m. 153-7°, which on 
treatment with PC, gave Ph(PhGHJCCICOC! (1), 
m. 76° (from petr. ether). I (2 g.) was shaken with Hy 
in Et,O under CO; in a sealed tube to yield phenyl-$-b5- 
phenylylketene (UH), mn. 102+4°, as yellow plates; treat- 
iment of If with PhNH; gave a-pten wx-($-bipkenylyl)~ 
acetanilide, m. 174°, while the use dry NH, gave a- 
nyl-a-(4-biphenylyl acetamide (HD, m. 220". For 
identification, II was also prepd. by the hydrolysis in 
AcOH-H,;SO, of phenyl-t-biphenylylacetonitrile, m. 132-37 
(from EtOH), which was prepd. by reaction of PRCH- 
(OH)CN with Ph; in the presence of SnCh. BzCO;Et 
(100 g.) and 1-CyH Big Be (from 134 g. Coll:Br) gave 78 
g- alah peerage tad acid (IV), m. 145-0" (from 
benzene) (picrate, m. 147-50° (from benzene)};  Ureat- 
with PCi, gave phenyl-I-naphthylchtoroucetyt 
5 (from benzene-petr. ether}, which on 
h Hg in Et,O under CO} gave 
S)-1.5", yellow prisms. 
=phenyl-a-(1-na phthyl) - 
which readily formes 


V and 
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acelamide, 

a sesquikydrate, m. 
PhNH, yielded ir 
227° (from 80% AcOH). 
sponding diarylacctic acids on treatment with water. 
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Liss 


Synthesls of zechloroethanc!. U. T ature co- 
ficient of the rate of Gomberg's reaction. _E. A. Shilov 
(Ivanovsk Chem. Tech. Insts) J 
} 16, 1870-1(1046); cf. C.A. 40, 

g-chloroethanol from H0, 


t (C.A. 23, 
to be ex- 


Common ELEMENTS 


t at3-30°; Cl and C,H, were 
introduced at 25 cc./min. that the gases were always in 
excess (at 605 absorption); test samples were withdrawn 
hourly and titrated with alkali; after 4 hrs., 2-chloroetha- 
nol was detd. in the final soln. The variations of the re- 
action rate were of randont character and showed little 
temp. dependener (after 4 hrs, at 3°, yiekt 0.201 mot. 
ato’, O2TE OH), Av. values of t-hr.-cunt yields were: 
yen? tee mel bi ene ies, Tn this 


temp. interval the renction rate bs independent of temp, 
~ 6G. M. Komalapoll 
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oo fyi! 
ee anti Gomberg's | synthesis “of. 2-chloroethanol.” HII. ne 
i ~~ of the presence and penn of the asc 
i &. A. Shilov and N. yaev (Ivanovek Be 
Tech.” Inst. ). J foe ‘conn Sidr -R.) 1 100-1 16 
Oe Gs Russlan)s cf. C. A. ai, 19¢.—A oes fasts 
of C,H, and Cl in contact wi aq. soln. of the 
sly agitated, forms Cen CHGH {I) and telney, | 
) in the same ratio as when the reaction takes place ina 
oll deer soln. The amts. of each formed depend on 
the concen. of chioride fon in soln. The formation of Iisa 
surface reaction and occurs only above the sola. on solid - 
surfaces or liquid films. C,H, and Cle combine very 
slowly on an ice surface in the absence of a liquid phase. 
The ratio of I and MH formed Is independent of the C;H.-Cl; 
ratio. The rate of C;H. absorption increases with in- 
creasing Cl concn. in the sotn. but is less than proportional 
to it. Arild J. Miller 
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Some. Bre gf ehd Ct aod CH, fed at 20 ml. /min. over 5~$2 
Fy Ag tiller, | Ziur. Obshchet a tu the CI thaw was stp Mee Bee Calle ee ot 
den. Chea.) 17, F49071502 (1047) (in Russian); flush out any excess CI he mi le Cally, in oder to 
fief, CA. 42, 4127h, 35, '3714.—The formation af ake ; 1 follows for HEL CICr eee tt 
(CICELCH,).O in the Gomberg synthesis of CICIH,-- » HC trated using eat anal 
CHYOH may be ney las Cite + Ch + f ntometrioally: 2N Natt ie 
r este fy al 4 , Morten, af 0.4 male/L, heated 
HOCTLCIIEE + cl ORCI -* CCH Cy TU AaNok arth by HNO), alter whk'h titra: 
’ s a lon Aan : va 
Ci U7 rY stabilise the ney . the eee of 
: ¢ ed pairs 
OCULCH, Cl; the integrated equation for the reactlou wits. Steams distu, was used (0 sep. the ny 
: ' -t bk’ -k& . ether in the presence of Cac . 
Now Be = B ge tm fa > te where B ie the Tare ad (CICH Dy, fe wpe a ee 
ds its Initial convn., Vols the 1S teasites 
: & is the eractlon rate coast. MT oad bloat 
: { d. without accounting for ether lication of a. f 
g Mt OUT’ P concurrent formation of 


“i oeate is 


oon eee 
MAGLI SLT ee 


lorma' jon rate const. forthe formution abe ; ie 
B J pmall in comparion with i AHCOWE nives OM. ILO and CletLcreaty are 
A’ /h = 3XN/(BY-E3), A aes x. equally effective in their fraction with the prj. 
KH min. ju dian. was provided sell table of CAL wHh Ch The; iene cepetoon is 
near which the two inlets insees pte several tebe! problems, Uf pute 10 
of these was attached ba ee a CICHCHOMt soln, iv satel. with the gases. 
near the top of the O.010S Poi ere the equation ins Vw ty, X eR X BP 
tube for the ruixt.). ih tech 'e tbe final CICILCH.OU cones. byt mole-| 
the reactions were se ce cther care tte Mill be 1S af the ate , while 3 
The tube was charged? with goo sg, coment. will give 2 > GM Romabapott 
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Mechanism of Chloride Mydrolysis, (In Russian.) E. ok 
A. Shilav. and S. N. Solodushenkov. ZAurnal Fiz- iy 
cheskoi Khimii (Journal of Physical Chemistry), v. 
21, Oct. 1947, p. 1159-2161. 
The hypothesie that chloride hydrolysis may take 
place even in an acid medium with participation 
of hydroxyl ion was investigated. It is shown that 
this hypothesis is contrary to kinetic data. The 
concept of direct interaction of chlorine and water 
molecules is shown to be correct. 
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USSR/Chemistry - Argentometry Jul/Aug 48 
Chemistry - Analysis, Volumetric 


“The Use of Organic Liquids in Argentometric 

Titration," Ye. A. Shilov, Inst of Org Chem, 

Acad Sci Ukrainian SSR, Ivanovo Chem Eng Inst 
3 3/4 pp 


"Zhur Analit Khimii" No 4 


3 


Shows that various insoluble alcohols, isoamyl, 
octyl, benzyl and cyclohexanol, can be used in- 
stead of nitrobenzene in volumetric determi- 
nations by Fol'gard's method. Many other ordi- 
nary liquids, which do not contain complex- 
forming groups, are almost or completely 

om 18/hor6 


Scttintciaalrmmeonmenteemeinin ee ‘ -— 


USSR/Chemistry - Argentometry (Contd)  Jul/aug 48 


ineffective as additives to conglomerate silver 
deposits. Submitted 3 Sep 47. 
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Brief article stating that p 
cerning a micronetric Screw 
mitted 20 Jun 1947. 
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oe sealed tube 2 hrs. at 200°, followed by treatment with 3% 
: NaOH, give COCNHPh}, (mm. 230°) and 0.5 g, suticyl 
_ The mechanism of carboxylation and of analogous reac- —anilide, in. 135° (from 50% ACOH); similarly, 54g. Ie 
tions, bh. AS Sinluy and M. ON. Bogdanov. Zhur. NaOCl: gave 3.2 g. l-hvdrovy-2-0 iphthanilide, om. 
Obachel hin . Gen. Chem.) 18, 1060-1(1948).— Phe 152°. Heating 5 if PhOCONHPh (1) and 2.7 g. PhON« 
conclusions of Gershzon (CLA. 39, 445%) about the intras 2 hrs. to 1? gave COMNEIPH), and 0.6 g. stheyl- 
tsk, course of these reactions are invalid. Substanees — anilide: 6.8 g. Land 3 x. 1-CsHLONs after 2 hes. at 
which spht off PhNCO on heating can react with phenols, 10? gave 0.0 g. 1,2-HOCHHCONHPN and no silicyl- 
yielding the same anilules of HO acits as are obtained in anilide; 8g. Land 6.8 g. 1-NaQCp Hy after 1.5 hrs. at Is)? 
rearrangements described by G. The only difference in gave 2 g. 1,2-HOC,H,CONHPh, 2 g. l-naphthol, and 
the reactians of PANCO itselfis its tendency to polymerize, some tars. Heating p-CIC§1LONa and PhNCO £.5 hrs. at 
so thet Che amhide furmagen can avcur unly at temps. at "W)? gave 2ehydroxy-d-chlorobenzanilide, m. 27? tfrom 
which depolvinenz.ten of PANCO is appreciable. The Ron. p-CIGAHLO,CNHPH, m. 188-9? (from COCK and 
absentee of cross-reactions is not a val argument, for it is p-CICH OH, followed by treatment with PANIED, (4 @-) 
obscured by ao large amt. of tarry by-products; further was converte! to the Na deny. in hot PhMfe sad dis woes 
mere, a crins-reaction between naphthosdes and sushe- heated 1.5 hrs. at 200%, giving 0.5 g. triphenylguanidine 
amhide of p-chlerulenzoie acid was otnerved. This can be and 0.3. g. 2-hydrovy-5-chlorobenzanitide, im. wae; 
best exphaned by preliminary loss of PhNCO, which then heating 5.8 g. of the above Na deriv. in 25 ml. PiMe with 
acts on the naphthoxide in preference to p-chlorophen- 9.3 g. 1-NaOCpHy 1.5 hrs. to AND? gave 0.0 g. 1,2-HO- 
oxide. Heating 4g. PHNCO trimer and 4g. NaOPh ina Crlf,ONHPh, m. 1527, and no traces of 2-hydrory-5- 
chlorobenzanilide could be found. The cross-reaction thus 

confirms the intermol, mechunism of the reaction. 
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Theory of xulfonation of aromatic amines 1: 
amd ALON. Raskin. 4aar. ttheke kel Adee 
Chem.) 18, SAt-3tbOtsh. -As shown tn the prevedins 
abste., sulfonation of MeyNPh by fuming HSO, xine, 
about equal amts. of ere and p-salfonites. Chis exptadss 
the recent theory of Alexander CCl. 41. 82180) on the 
mechanism of sulfonation of arourete cuit. Tb ven ses 
olevi the equil. between MeyX Ph and ity sisifate ds sth he 
to permit the caistence of appreviable free amine, which 
orients the sulfo group to the para position; the sdt, aswell 
the quaternary comyal. (sce preveding alste.d, meturaliy 
give the neta orientation. The mcts sulfencic 
and secondary amines alse goes via the vsrietirecntarit salt 
route; thee-und p-isaiicrs are focmed vee the sulfa went. 
and the resulting NGLPSOEL group protects the Nil, group 
from formation of ammoniuin-t ype salts. The compte ses of 
amines with SO,, due to their ailttike properties, hould 
dirvet to the meta, and net te the erthe, pars posites as 
sugested by Alessnder, althougt a degree of dassncn. te 
free gmine may pemniit Che free aie ce ection (ser shoved 

©) MM. Roset tpetl 
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B.A. Shilov and A.I. Sliadnev, Kinetice and mechanism of the reactions of active 
chlorine with orgenic compourde. VII. Oxidation of formic acid in ecid solvtiocre. 
Pp. 1312-21. 

The rate of oxi¢etion of formic ecid by chlorine in acid water solution is 
determined by the equation 


a [eta] =k Gell [xo02 | +x? (<2) [ cog x] 


at 20°, K= 295, Ki= 0.028; at 0°, K= 28.5, x2 -0.0056. The oxidation of formic acid in 
an acid environment vroceeds through elementary chlorine and hereby differs from the 
oxidation of oxalic acid, where the active agent, even in the 1resence of chlorine, is 
hypochlorous acid. 


Acad. of Sciences Ukranien S.5S.R. 
Inst. of Organic Chemistry, Kiev 
Chenico-technological Inst., Ivanovo 
March 3, 1948 


So: Journal of Physical Chenistry (USSE) 22, Ko. 11, 1948 
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SHILOV, E. A. 
B. A. Shilov and A. N. Kurakin, On the theory of guifonation of aromatic 
amines. »v. 2092. 


It ig shown that the hypothesis by Alexander dealing with the mechanism 

of sulfonation of aromatic amines is based on inaccurate data in the literature. 
Some considerations concerning the actual course of the reaction of sulfonation 
are discussed. 


Lab, of Organic Chemistry of the 
Ivanov Chemico-Technological Inst. 
August 7, 1947 


sO: J, Gen. Chem. (USSR) 28, (80) No. 12, 1948 
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A... Shilev - and G, 1. - Kudkyavtsev, Deklady Abad, 
Nauk S.3.S.R. 63, 681-4(1048).—Dismutation of m- 
mith repect of and a is of - order, He. Dnd-onder 


to the boric concz. GI 
aad 1,43 OH, min.}; in 8% 
0.41. ‘There is a distinct pos. salt effect. 


2-p yde (HZ) 
follows the 2nd order (Ist-order with to ll and ise- 
order with to bend at 40°, in HyO, bs = 0.0316, 
at 50°, ie sty tod ee eu 0175; no salt effect. The 
causes of the order of the reaction rate are 
nee N. Thon 


ane water ne te rine nae Heo 


MOOR - =, 


bas 
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Cmae 

Yasnikov, A. A. and Siilov, Ye. A. - se tengoin condensa- 
a rT area 

tion of aldenydes wits groups of type TI", (Report), 

Soobsich. o nauch. ratotakn calenov yaesey wz. Khim. o-va 

im. Mendeleyeva, Ll9, Issue 2, p. 8-9. 

3c: U-L636, 16 Sept. 53 (Letonis 'Znurnal 'nykn Stetey, Ho. 


23, 19h9). 
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The synthesis of 2-chioroethancl. VI. The th of 
the Gom' ele. E. A. Shilov. Ziur.. Priklad. 
Khim. (J. Applied Chem.) 22, 734461919); cf. CA. 
43, 37831.—The Gomberg synthesis of CICH;CH:OH (1) 
(C.A. 13, 2309) is explained in the light of S.’s work. The 
concn. of I cannot exceed 2 mol./l. for 2 reasons: (a) the 
accumulation of HCI and Lin the soln. shifts the honiogene- 
ous reaction in the direction of (CH;CI) (II) and (CICH, 
CH;)}0; and (b) the appearance of slightly sol. chlorides 
causes a reaction in the org. layer which increases the forma- 
tion of side-reaction products. In order to force the 
Yornoxeneous reaction In the direction of an increased yleki 

f I, it is necessary to remove all Cl~ from the soln. From 
this point, the theory can be used to calc. the yields of the 
reaction products for industrial design purposes. In order 
to inhibit reaction in the org. layer, I should be removed 
from _the reaction mixt. to increase the partial pressure of 
the Cl and decrease the temp. A new technique which is 
introduced by the theory is to allow the C,H, and Cl to be 
mixed in gaseous form within the soln., which is in accord 
with gond technology. This new t of view requires the 

5 consideration of certain points of design for industrial units. 
It is also possible to consider satg. the concd. HOC! soln. 

with Cy, which requires effective dispersion of the C:H, 

in the solz. and an increase in pressure. The Ist require~ 

ment is self-evident but the 2od is met with the problem 

of the deposition of solid Cl hydrates. The problem may be 

solved, however, by suspending the C! hydrate in H,O 

which has been satd. with compressed C;H,. Thus, after 

a few min., a soln. of I having a concn. of 1 mol./}. (or 85%) 

“was obtained. The method could be easily adapted to in- 

dustrial use. ee - Paul W. Howerton 
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Catalytic effects in the reaction ~ 4 
Kudryavtsey and E. A. Shilov. Doblady Akad. Nauk 
SSSR. 64, 73-6(1940)-- : of of the Can 
nizzaro dismutation of BzH (1) and m-OHCGH SON 
(1) by peroxides is illustrated 


4, at 50° (3rd-order for I, 4th-order foe If): I, initial 
conen. 0.55 M, in 40% ale., the NaOH 0,27 Af, without and 
with 0.00@ 4 BrO,, & = 0.0016 end 0,002}, 03 3, ini- 
thal concn, ().28 Af, in 50% dioxane, without and ith B20, . 
0.00050 M, & = 0.0019 ard 1.0040, resp.: I in HO, 
initia! couens. of IT and of NaOH 0,068 M, lonic concn, 
0.176 M, with HO,0, 0.00005, 0.0001, and 0.0018 Af, & = 
0.57, 0.69, 0.82, and 1.03. (2) Dismutation of I is also 
uccelerated by metallic Ag, Co, Ni, and Cu, in decreasing 
order of effectivencss, Hydroxides of Cu, Ni, Co, Fe, and 
are inactive, and so fs metallic Fe. The activity of 
Ag.0 is due to its reduction to Ag. The Cannizzaro reac. 
tion of o-HOC.H.CHO is accelersted by metallic Ag, Ni, - 
and Co, not Fe. The catalytic effect of metals is at- 
tributed to de’ ydrogenation, 


an. 
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ere Rf tora as Me socetet Pacoeatas mitt 
orlentation of the addition reaction to a multiple aatare of the solvent dets. mainly the formation of the 2 


patla 
bond. {. V. Smirnov-Zamkov and B. A. Shilov. Dok- primary complex. N. Thon 
lady Akad. Nawk SSSR. 07, “OTI“€(1049)-=-The : 
product of the addn. of HBr to MeQCCiCCO Me (1) 
*dependson the solvent. In glacial ACOH, CyHis, MeNOy, 
and in pure fiquid phase, methy! bromomaleate (11) and 
bromofumarate (111) are formed in approx, equal amts. 
In Calls, over 00% of the product fs HI, Conen. and temp, 
: have no effect on the orfentation of the addn., nar bas t 
presence of peroxides or antioxidants. LIBr or HgBry 
shifts the reaction in favor of HI. The rate of the reaction 
ie ol the Stl order, -dftie} Ade RTELENBe]®, with & 
_tin mols./1\. mit.) = O21 (at 20° in glactal AcOH), 1.88 
(at Qin Celle), and 5200 (at 0% in Colt). In the pres- 
ence of Libr, the rate follows —d[HBr}/dt = k'[I]{HBr}- 
[Bro], with k’ = 0.01 (at 20°), Peroxides and anti- 
oxidants have no effect on the rate; AcrO slows it down; 
' 11,0 in large amts. slows it down, in small amts, accelerates 
it. The reaction is conceived as proceeding over an inter- 
mediate addn. complex between I and HBr, with a pos. 
charge located at one of the triple-bond C atoms, a neg. 
charge at the Br atom of the HBr mol. bound to the other 
C atom through its H atom. This complex reacts further 
with Br- which is bound at the positively charged C 
atom, i.e. in a trans position, or, less energetically, with a 
: 2nd HBr mol.; this stage Is the rate-detg. step. On the 
other hand, a HAr mol. can also approach the primary 
intermediate complex from its neg. end, in which case the 
Hi atom of the HBr mol. will be nd at the negatively 
charged Br cesulting in an addu. in the cis position. The 
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“ Danger sone'’ of chlorine bignehing. E. A. Shilov and A. A. 
Vasnikuw (Tekst. prom., 1950, No. 11, 35—38).—The * danger 
gone,” in which max, fibre damage uccurs in hypucl | «-. bleaching, 
is in the pH range 6—8. The rates of oxidation o wctie and D- 
gluconic acids, starch, E:OH, and cellulose by HOC! all show a 
sharp max. at pH 6—8. By a y with the mechanism of 
oxidation of saturated alcohols by HOCI, it is supposed that 
hydroxy-acids, Lag Aabdoed alcohols, and cellulose are oxidised with 
the intermediate formation of unstable hypochlorite esters in 2 
stages: (1) CH-OH + HOC! - *CH-OC1 *- H,O; 

+ CH + OH’ -- CO+H,O+ CI. At low pH, when 
mc. OCI is present and {[OH’] is low, the reactic. rate is deter- 


mined oc, ~ }) and increases a: - o [OH]; in the alkaline 
regi t 3 f 


ion it is ly, determined by s 1), and depends on 
{HOCH ; thus ft reaches 4 max, at pH os Bleaching proper. ie, 
the destruction of coloured compounds, proceeds by a different 
mechanism and the rate falls with increase of pH. From the data 
of Clibbens and Ridge (B., 1927, 471) on the effect af PH on cellulose: 
oxidation it is concluded that the range pH 8-5—10 avoids the, 
* danger zone” but Hien, deer an adequate rate of bleaching. ! 
The range pH 2—3-S also avoids the danger zone and gives a max. F 
bleaching rate ; this suggests the practical possibiliay of chiorine~ 
water bleaching. E. b. Uvarov. , 
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Chem., Kinv). Zhar. Fis. kites! py hi 
Sirabal's electrometric 


on con- 
art ae 


titration of HOBe is disputed. 
detn. of the electrolytic dissocn. const. for 
10Be t by electrometric titration with a glass cectrode - 
wee Ke tO SO atid fon ~ 
O00 At, : Tout W. Nieeretits 
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. Kinetice and mechaniem a the oxidation of nitrous acid 
(Chem. tech: Inst., Ivanove):~Zher. Fis: Khim. 28 S20" 


Presence of HNO, (concen. 0.0004-0.0012 Af) waa measured: 
with and without neutral salts KNO,, NaSO,, NaCl0,). . 
The kinetic equation is: — HsO,}/dt =  FALHO,! 
[evout + ale, (HNOJ{H*). The second term may 

written: FKA'|H, HTH NOJ9/[NO, A}. e ters 
Fe and F depend on the selt 
const. of HNO; When the ai 


is 2.46 and 2.31 in the ame temp. int . The kinetics 
suggest the following sequence of reactions: (1) HO, + 

NO + HO; (Ile) HOONO + HNO, = 
HNO, + HNO, of (14) HOONO +H’ © He + HNO, 
Equil. I is shifted fapidly, whereas Hs and IIb are the 
rate-detg. st Corresponding, resp., to the Ist and 2nd 
terms of the kinetic ex; fon. Peroxynitrous acid HOONO 
is the active intermed te in the reaction, Mf. Boudart 
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Theory of the formation of ¢s:-chlorovinylmercury 
chloride from acetylene and mercuric chloride. 1. V. : F 
Smirnov ~Zamkov and E. A. Shilov last. Org. Chem., Acath. - co 
Sei. Ukr S.S.R.. Kiev37Didlady Akad. Nauk SVS. .S 
73, T28-deSO). At 108°, formation of ¢is-CHCI:CH- 
HCl CE Crom CeH cod sold HCl, involves an induction i : 
period of approx. Lhe. That induction period is shortened x Vix uN 
very markedly by advance addn. of some I Addn. of the ‘ 4 t 
trans isomer thas no secelerating effect; on the contrary, it : 
inhibits somewhat the formation of I. That the difference il Hy 
of the effcets of the cis and Che traits sommers is tot due to the 
lower melting temp of Lis desnonustrated by the fact that st _ ul 
1247, Cov, only an wddi. of D suppresses the induction period lh 
and accelerates the resection, whereas Che sume amt, (5%) of 
the trans isomer his. muarked inhibiting action. Lis the The trans isomer, being less polarizable in its HeCh group. ts 
only product in the absence of Cl ions; in their presence, evidently not sufficiently active ot 10-24% to form the 
the reaction is (rimol and its product is the tins isomer. cyche intermediate N Theo 
Formation of boas interpreted by a mechanism ievolving 
a G-emembered eyche intermediate formed from CyH, 
HgCl,, and 1, of the stencture H, which decomp. into 2 1 
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SHILOV, Ye. A. PA 17477 5 
a | 
USSR/Chemistry - Bromine Addition Jan/Feb 51 | 


"Stereochemistry and Mechanism of Addition of Bro- 
mine by the Tertiary Bond," Ye. A. Shilov, I. V. 
Smirnov-Zamkov, Inst Org Chem, Acad Sci Ukrainian 

SSR ' 


"Tz Ak Nauk SSSR, Otdel Khim Nauk, No 1 pp 32-41 


Shows addn of Br to dimethyl ester of acetylenedi- 
carboxylic acid proceeds by either radical or donor- 
acceptor mechanism, Radical reaction in various 

soln always yields cis- and trans-dibromides in approx 
equal proportions. Donor-acceptor reaction, observed 
in expt with admixt, yields only trans-isomer (di- 
hromfumaric ester). 


_ ie 17427 
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A paper of Abel concerning pernitrous acid. B.A. Shilov 
(Inst, Org. Chem, Acad. Sct, Ukr. S.S.R., Kiev Zaar, 
Fiz, Khins. 25, 1137(1051).—The theoretical considerations 
of Abe! (C.A. 44, 1355g), who ascribes to NsO, the role of 
active intermediate in the oxidation of HNO, by. H,O, lead 
to a kinetle equation which Is not compatible with that 
found experimentally by S. und Stepanova (C4. 43, 


4123d), who ascribe the same role to pernitrous acid. 
Michel Boudart 
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of b 

ble boad. B. A. Shilov, G. . expressed by (Hort through ¢ = 
Kuplneka A. A. ist. OTf- 1 HOCH}, where 

Acud. Pd 8 Kiev). 1; tbh 


s gives 
Ade 


in, of H , e 

is slow crough f 2-8. OF O01, 6 = 
eget for the kinetics) ou the Koo ab X 10% culcne, beat 
CICH)NCIOs. Le. the adda. 3 C10 as the active agent of the re- 
rar Schmidt (Axx. Chem. * 


of I nO.t af 
be kinctics considerabl: hi 
{HOCIT, where ¢ | as the active + there 

‘A8® and 1.7 at 15° ct of the addn. remains the same. 


(units mole fhe 


measurement oaly at as low as 0°; at 
that the reaction 1,0) = efined bi 


. * . defin 
Hf the pHi of the Teal mole/1., min 
buffers, the reaction becomes slower an 
pH = 8.1. Evidently, 
4 its catalytic effect on t tion 6 extrapola' 
je uniaportant, as this step . t= (06, 
t higher pif, the ana 4.2 times as act 


inl 
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Acy! hypoehblorites and the chlorin chiorina 
agents of unnaturated orgaste com shen ag pli cage }, 0.44 and 0.46; 
: - &. A. Shilovy and G. V. Kupinska . 3.64, 10.05 and O11. O46 ae 
Sepciieee Ue sak RETR Esco acta se ahaa sat Re 
3.9.5.R. BL, 62 3 ef. jing abstr.— 0.01 O54], 140. 6 (0.0084, 0.040, and 
ioe aecelerating effect of carboxylic acids on the adam: of ee ot To.088" 03, ane 0.1 a ee cae Stes 
tee to a double bond, in a pH range high enough (above 0.12], 3, 4.1, and 4.5. Phthalic acid at pH 3:80 et abe 
5) for a direct uddn. of Cl; to be insignificant, is attributed . * strongly than at pH 5.23. At the eo a pit 
to interitediate formation of highly active acy! hypochlorites ral ing agent is the monoion o-CHACOMICES 5 "hn 
darerding to HOCI + HOOCR = CIOOCR + HO. That “Sag it i apparently Cal (COsHy. conen. [HAn|- 1h 
this catalytic action is due to the undissocd. carboxylic acid ‘the rat uation, there is an addnt. term by Ato! : 
not to the carboxylate anion, follows from the fact that it TtAnd. sith n fav.) pe Bi), Tate eal te 
dixappcucs altogether at a pif around 7.5, where the anit. of | dent ly Increase with the electrolytic dlsocn. cost, 
“nalenGiant (bake cena of free carboxylic acid “the catboayllc ackt, tut there ts no diteet properiontgey, 
. ¢ chlosinat trimethy ba! \° reseni 1, in the amt Y - 
monium perchlorate (a) in the presence of an deed, Le ee ee acl (HNO, 0.5-1.5 Mf on eeu ie 
carboxylic acid (HAn}, the rate law is —de/dt = bA[HO. 1 0 Af), the rate const. by defined by —de/dt = ila aba 
Ci"! + hy AIHOCH (IAD), where ¢ = anal, concn. of active vains very close to 40, i.c. to the value previously fou 
Clin mole/l., and hy = 3.8 at 25° (time in min.). At const. bins amalt amts. of HCl. There are no indications of the 
pH and const. A and [HOCI}, the plot of —de/di as a func- presence of a Cl* cation. as 


tion of [HAn} should be a straight line. This i 
by the following exptl. data at 25°, with Aw 01 prycnirey 
4 carboxylic acid [conen. Af), pH, [HAn], de’): 0.008, 
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Suitov, E. A. 


ea oid Sia 


: . : 
of: reactions of active chtoring: -- sanes 
with 8 IX. Oxidation of “giycolalde" pig. 
hyde and @-g J Shilay and A. iko acid ( 
Ukrain. Khim. Zhuweet® ALLO in Russian); 
ef, C.A. 48, 49448.—-Oxidation of glycolaldehyde (1) and ¢- 
glucose (IT} by active Cl in aq. soln. was examined. The 
variation of che rate with pH is such that the state of HOC! which it steadily declices. The rate of oxidation in descend- 
(pH 4-5) appears to correspond to the slowest reaction. ingorderis: I Ill. With deficiency of HOCH, I is oxidized 
-Tne oxidation rate rises on addn. of HCI or alkali. Inthe ta chioropyruvic acid, while if gives Q-oxegiuconic acid. 
range pH 5-13.65 the rate of oxidation increases with pH J, the mid-range of pH values the rate of oxidation follows’ 
- but in a complex manner. In pH range 5-9.5 the oxidation = _(de/dt) = k:AC, witere A is concn. of the org. acid, C is 
: TI follows: _—/ & ‘t) = kC{HOCI]a, where Cis concn. fl ae cL specific constant. Max, k; for I 
aud-a-{s-concn+-of-HO-ions. pH: 7-i3-h4;-for. e-fn-mict xamne- Of -the 
fu declines with: of-pH and is ay.-15-X 108 ; 
for Land 4 X 108 for IT (time in min.). At pH 10-13.5 the’ 
-mte of oxidation of T and II is given best by ~(de/dt) =; 
kiCi where ko for I goes trom 7.5 X 107 at pH 10 to 2.5 X 
10-t at pH 13.5; for I these are 2.5 X 10-*and 4 X 1078, 
resp. In acid medium the active agency is Cl; in neutral 
or weakly alkaline medium it is HOCI the latter case pro- 
ceeding through two steps. 
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De la Mare, Hughes, and Vernon (Rese 
luded from their work that 7 


1g2, 242, 1950), conc 
chlorination with hyp 
place with the format 


is contradicted by the work of 
who established that reaction Ww 


A. Shilov, Ac 
SSR Inst of Org Chem, Acad Sc 


ochlorous aci 
ton of chlorine cations. This 


11 Jun 52. 


+t Mem, Acad Sci Ukrainiar 
4 Ukrainian SSR 


p 1001 - 1003 
ascny Vol: 11k) © 
a@ in aq soln takes” 


the present author, © 
ith the chlorine , 


223T2l 


cant role in the over= 
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below 1M. 
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Pp Sinvov, €. A. 


“"AcCH follows the areal : Aedes where. 
bare concen. of the acetylenic ester and: C that of LICH; 
4% 107 jnoles/l. min. at 30° and 26°: 1073 at §0°.--- 
Wie free HCI the reaction is also of Ind-order but ke at- 
“90° 180.9 ¥ 10°74, Whe both HCI ind LIC! aré present.  ~ 
they react independently of eact other and a suimimational - 
rate prevails. Strong acids, such as C1,CCO,H, do tot af- 
fect the rate.of the LiCl reaction, but.addn. “of HO (up | 
to 5%) accelerites the addn. “of LiCl by some 80%>- Un-* 
dissocd. mots. of (:C COE): in-aq. soln. also react almost - 
equally rapidly with NaCl and HCI, thus showing that” 
the rate of the over-all reaction is limited by the reaction of 
the Clion. Neither the-neutral nor the acid salt.of the _ 
-acid reacts with aq..or ACOH solns..of the chlorides. =. ‘Bros - 
mides and iodides are’ more active: “LiBr’in’ AcOH reacts: : 
with the ester 5 times as rapidly as LiC!; HI adds (from: 
KI soln, in 80% AcOH) some 260 times as rapidly as HCI - 
from LiCl soln. Thus the'adda. of HCi from tie salt soin 
initiates with a nucleophilic attack of LiCl on the acetyleni 
: fink, follow -by reaction of te th i 


the acetylene 
. CCO Me: is less reactive, : “while. PhC;CCO:N 


<o* peactive. The kinetic data are given in tabi 
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The Committee on Stalin Prizes (of the Council of Ministers USSR) in the fields of 
science and inventions announces that the following scientific works, popular scilen- 
tific books, and textbooks have been submitted for competition for Stalin Prizes for 
the years 1952 and 1953. (Sovetskaya Kultura, Moscow, No. 22-40, 20 Feb - 3 Apr 1954) 


Name Title of Work Nominated by 
es a ee Oe 
"Tnvestigation of the Theory Aerdeny of Scisneas Ukrainian 


of decive Chlorine with the Sor 
aid of Organie Con ounds"™ 


SO: ¥-3060h, 


7 July 1954 
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SHILOV, Ye.A.; MOSPAN, V.5. 

Renicis mevinpete ate neal LEE E tes oh bisa 
Dichlorofumaric acid and some of its derivatives. e . 3) 
20 no.1:35-38 '54. (MLRA 7:3 


Acheskoy khimii Akademii nauk USSR. 
1, Institut organicheskoy Seoul 
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SHILOV, AeYe.; SHILOV, Ya.a, 


Researclith the theory of nucleophile additions. Part 1, Kinetics 
of the addition of hydrogen chloride and analogous compounds to 


derivatives. Ukr.khim.zhur. 20 no.1:39-52 ‘54. 
some acetylene derivatives ( 7:3) 


1. Institut organicheskoy khimii Akademii nauk USSR. 
(Hydrogen chloride) (Acetylene derivatives) 
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SHILOV, Ye. es SHILOV, A.Ye. 
Scheraimnase:, 


Studies ‘ta the theory of nucleophilic additions. Part 2. Kinetics 
of the chlorination of the dimethyl ester of acetylenedicarboxylic 


acid. Ukr.khin.zhur. 20 no.3:279=-281 '54. (MERA 7:8) 


1. Institut organicheskoy khimii Akademii nauk USSR. 
(Chlorination) (Acetylenedicarboxylic acid) (Esters) 
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SHILUY. fs. eae 


SAVINOV, B.; SEs Ri 
In the Geahei) - os the Ukrainian State and Kiev Departments of the 
Mendeleev All-Union Chemical Society. Uxr.khin.zhur. 20 no.3:340 '54. 
(Ukraine--Chemistry) (Chemistry~-Ukraine) (HLRA 7:8) 
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I USSR/Chemistry - Physical chemistry 
Gard 1/1 Pub. 147 - 22/27 


Authors : Shilov, E, A.) Yasnikov, Keg? 


Title : Regarding the structure of isomeric pentachlorophenol chlorides Les 


b periodical : Zhur. fiz. khim, 28/9, 1680-1681, Sep 1954 

Abstract : Comments, on the report by P. Pe Shorygin and M. I. Gostev stating that. Low 
melting isomer of pentachlorophenol chloride has a structure similar to: that: © 

of hypochlorous acid esters, are presented. The use of marked Gl, for the: 

purpose of determining the structure of isomeric pentachloro 

4g recommended. Four USSR references (1950-1954). 


“Institution 2 ove 


i Submitted : dune 14, 195h 
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ONIKUL, Ya.Ye., inzhener; STRASHUN, K.Z., inzhener; ROMANOVSKIY, V.P., 


kandidat tekhnicheskikh nauk, dotsent ;.SE1Ols Y,S-4 inzhener, 
retsenzent: VAYNTRAUB, D.A., inzhener, redaktor ~ 


(Stamping non-metallic materials] Shtampovka nemetallicheskikh 

materialov. Pod obshchei red. ¥.P.Romanovskogo. Moskva, “os. nauchno- 

tekhn. izd-vo mashinostroit. lite-ry, 1955. 56 p. (Bibliotechka 

shtampovshchika, no.8) (MLRA 9:12) 
(Sheet-mstal work) 
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LENGE ae ENE ES 


an Donor-acceptor mechanism and its significance -1n || Se Sear eee 
: netics of heterolytic reactions, BE. °A. Shilov, : Voprasy- ° Pa yar Ae EES 
, Khim. Kinetiki,; Kalatiza's Keaktst ie is — 
: Ct Naub 5.S.2.-R., Oldel. Khint. Nauk 1955,.749-56.—It is ©. eee 
: Suggested that many heterolytic reactions in sols. can be: - ‘ 
: readily treated -by the electron-donor-acceptor coneePt ‘ 


Several reactions of- halides are thus: briefly discussed... ds 
references. ae -°G. Me Kosolapoff_-* ; 
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—uUSSR/ Chemistry - Organic chemistry 


Card 3/1 Pub. 116 - 10/25 
B Authors t Shilov, E. Ae, and Vaynshteyn, F. M. 
cay $4 ELT ISAT IADET ARE, a 
Title 1 The migration of sulfo group in arcmatic sulfo-acids 


B Poriodical : Ukr. khim. zhur. 21/1; 58-55, 1955 


Abstract t The regrouping of p- and @ ‘toluenesulfonic dotae was investigated ‘dn the 
presence of radioactive su.furic acid at 120 and 126? and at different 
reagent ratios. It was es;ablished that the 895 converts with saasurebis rad. 
speed from the radioactive sulfuric acid into reaction products. The for-.:) 
ming regrouping products ( o-. and p-isomers ). show achigh radioactivity - Pan 
already at the start of the reaction. The data obtained indicate. tha* 
the regrouping of p- and o-toluenesulfonic acids takes place almost 
exclusively according: to the intermolecular hydrolytical mechanism. 
Eleven references :.2 USSR, 5 Germans L Swiss, 2 English. and 1 USA - 
(1870-1953). Graphs. 


Institution 3 Acad. of Sc., Ukr-SSR, Institute of Organic Chemistry 


j Submitted =: July 23, 1954 


APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001549430002-3" 


CIA-RDP86-00513R001549430002-3 


"APPROVED FOR REL 


SBR AL ADR SER oad Mee a EPS BE 


ESTE Se AES ST EES 


Theory of the Kotbe Nehinitt synthenis. £2 ole af the 
dtrylearbuaie salts iy the aes iumixiy of cathoxylation. 12.4. 
Dies TV Suey. ayy. amt Ad Afutkigeee 
Fath. Aden. Zhur. Qt. (Se MMSE Kin Kissand, Tie rv) 
‘resoare of COS from PHOCOLNs (bat VAN ba fi aim. Det 


' 

OS Libeh d Lor 2-Cd hOCUAN (UD} is heated with untibefea 
HOC io NaOLCOOH and 2 L-HOUC al te 
fo anese Unus would be pnsent if the 


Pabelot Co cane fs tite tlie 
. tennerlintes tnth FUE 


COL the cet. 
CONS fetid is 


2 Lehr sere anaes eee ae ioe me 
RSE Eee eae 


APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001549430002-3 


"APPROVED FOR RELEASE: 08/25/2000 EE REPSS: sh ec ia ae Reads 3 


BN SS SSS a eee 
ECW err oe 


SHTLOV, Fetes SMIRNOV-ZAMKOV, I.V.; MATKOVSKIY, K.I. 


Theory of the Kolbe~schmitt synthesis. Part 2. Role of disub- 
stituted salts in carboxylation. Ukr.khim.zhur. 21 no.5:600-613 
159% (MERA 9:3) 


lInstitut organicheskoy khimii AN USSR. 
(Carboxylation) 
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USER/ Chemistry - Organic chemistry 


Card 1/1 
Authorg 
Title 


Parlodical 
Abatract 


Institution 


Submitted 


Ref RESCICVEN: 1 LOSS tet eg RENIN SARSIE RENO PORES EER RRs: 2 sae eee 


‘The form of the intermediate complex which resulted from regroupirg 


STRESS ESE ES SRS SS 


Pub. 22 = 31/60 


Shilov, Ye A. Act. Memb. of Ukr-Acad. of See; Vaynshteyn, F. M.- 


of aromatic sulfo salts 
Dok. AN SSSR 100/h, 727-729, Feb 1, 1955 0 


Experiments were conducted with disodium-salt of para-benzenedisulfonic 
acid and gemma-pyridine sodium sulfate to determine the ‘form oy the 
intermediate complex. forming during the regrouping of aromatic sulfo =. 
acids. The resulte obtained are described. Five references: 2 USSR, 9. 


1 USA and 2 German (1899-1945). : 


Academy of Sciences, Ukr-SSR, Institute of Orgenic Chemistry 


August 2, 1954 
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SELIOV, Ye.A.; STREL'TSOVA, S,G, 
CN arate eT S 
Stereochemistry and the nascent-hydrogen reduction mechanism of 
multiple-bond compounds, Part 1. Reduction of tolan by metals in 
alcohols and acetic acid. Ukr.khin.zhur.22 no.3:341-346 '56. 
(MIRA 9:9) 


1.Institut otganicheskoy khimii AN USSR, 
(Acetylene) (Reduction, Chemical) 


Senos 
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, SHILOV, Ye. 


Chemistry as topic of the session of the Academy of Sciences of the 

Ukrainian S.S.R. devoted to the problem of peaceful use of atomic 

energy. Ukr.khim.zhur.22 no.3:409 '56. (MLRA 9:9) 
(Radiochemistry) 
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anism uf reducden of cam- 


ydroned. IE. 


ANG 92 19.56 ¢ zc A. 
is reduced in liquid NII, to fren ( 
SPHCHiy. cof PACH isi 


bactoas. Live roche Cis 


Vg vietbalize AP athll. ot aya bee Fei pee 
roy tegp with NPE, and a ond Nia atom te f 
and trans-PhNaC:CHPh. Repetition of the prucess wisuied 
jurta (PhNaHCh. The hydrocarbon products were re- 
erystd. framalic. Et,0 bas no eflectuathe.eaction. Addn. 
of EtOH, PhNH:, and p-MeCsH,NH. make the reaction 
much more rapid and no (PACTI:), ts isolated. If oaly half 
cnutizh Na is used for total reduction, or equimolar mixt. of 


fo cbaCe de andl (PhCIGS is formed. 
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Theory of nuctecphille addition. YE. Kinetics of thé: 
hydrogen bromide to dimethy! acetyfengdi- 
j fant eatallens of lithtum brant . OG. 
VP FTOVEETQY and EA Sutivy firotr-Kitm. Zhur. 22, 


580-5(19546)(in Russias}; cf. C.A. 50, 185d.—In the addn. 
of HBr ta (:CCOMe), @) using an AcOH saln. of LiBr, 
~-d{HBrj/dt = bA[LIBr} [A = concn. of I, &, (mofes/l. - : eS 
min.) = 5.88 X 10-*at au", 1.49 X 10-*at 40°, and3.86 X . eXaionnd 
10-* at 50°, B = 18.2 keul./mole, AS* = —18.9 cal./ : : gt er: 
degree mole}. The rate does not alter much with addng. of 
H,O, diorane, or MeCN. Ii A,‘ is the rate const. in the 
: presence of HO, X3'/Ky = 1.01-1.18 0/D, (0 = molar ratio, ‘ 
ET ote Haein d ae : of HiO to LiBr:in HOAc soln... D =. dieicctric coust;.0€:| 
. ~the mixt.). PhCjCCO,NHy dues not add HBr under 2 
conditions. hn Howe 
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+1. G. Vyval'’ko, A. 1. Dushechkin, G. tA. Lushchevskaya, 

“and K, I. Matovskil. Ibid, GBa-G.— HOAc-1-C** inercasen 4 
the amt. of labeled caratene in the leaves much more than a ; 

* Jabeled jevulinic acid, pyruvic ncid-2-C}, alanine, glycine, * 
giucuse, Or sucruse. The av. life ufradioactive carotene iy 


a Vie leaves js 3-6 days. . — 
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